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(54) MANUFACTURE OF cr,or-DIMETHYLOL-SUBSTlTUTED . 
ALIPHATIC ALDEHYDES 

(71) We, BASF AKTDENGESELLSCHAFT, a German Joint Stock Com- 
pany of 6700 Ludwigshafen, Federal Republic of Germany, do hereby declare the 
invention, for which we pray mat a patent may be granted to us and the method by 
which, it is to be performed, to be particularly described in and by the following 
5 Statement: — - 

The present invention relates to a process for the manufacture of or,«-dimethylol- 
substituted aliphatic aldehydes by reaction of an aldehyde with formaldehyde in the 
presence of a baste* 

German Printed Application 1,154,080 discloses the reaction of aldehydes, con- 
10 raining at least 3 carbon atoms and containing 2 hydrogen atoms in the opposition, 

with formaldehyde in the presence of basic compounds, e.g. alkali metal hydroxides or 
alkaline earth metal hydroxides, to give trimethylolalkanes. The reaction can be 
represented by the following equation : 

CH 3 OH CHjOH 

ch 2 oh c!h 3 oh 

15 In this reaction, dimethylolaldehydes are formed as transient intermediates, which 15 

react with formaldehyde and the base, in a Canruzzaro reaction, to give trimethylol 
compounds and a formate* The disadvantage of this process is that at least stoichio- 
metric amounts of formates are formed as by-products* Because of the fact that they 
cause decomposition, the salts must be removed completely before the trimethylol 

20 compounds are purified by distillation, and these salts are a serious environmental 20 

problem, particularly in large-scale production It is not possible to manufacture pure 
dimethylolaldehydes satisfactorily by this method, since substantial amounts of form- 
aldehyde undergo a Cannizzaro reaction with the alkanal in the presence of the basic 
catalyst, and mixtures of components which are difficult to separate are formed. 

25 German Published Application 1,952,738 discloses the use of lower tertiary 25 

organic amines as catalysts for the reaction of n-butyraldehyde with formaldehyde. In 
the eYnmpIrs, the use of tximemylamine and memylamine is illustrated. In die 
description, only these two compounds are mentioned individually; from the state- 
ments made (page 3, 1st paragraph) it is merely possible to assume that straight chain 

30 to alky! amines, preferably with identical alkyl radicals, can be used. In this process, 30 

again, the formation of formates is neither avoided nor reduced. The advantage that 
the salt is more easily removable is counter-balanced by the increased effort required 
to regenerate the base. The process is unsatisfactory in respect of yield and purity of 
the products. 

35 U.S. Patent 3,077,500 discloses the reaction of aldehydes in the presence of 35 

tertiary amines and a basic anion exchanger, to give corresponding aldols; the patent 
teaches that, as a rule, the amine serves to rr^mtarn the catalytic activity of the 
exchanger resin. In the absence of the exchanger, the catalytic action of the gm^mt* 
alone is less; the conjoint use of the amine and the exchanger is emphasized particu- 

40 lady for the case of rea c tions carried out at atmospheric pressure. The process can 40 
also be carried out in the absence of the amine. AH the amines- m ^tiAp^d in the 
description are straight-chain amines and the granplpy only illustrate the use of 
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trimethylamine and triethylamine. The examples further show that *™t,^ without 
the exchanger are only used in the case of the auto-condensation of a single aldehyde 
or of the condensation of formaldehyde with a ketone. Thus* e^^ the patent teaches 
that triethylarnine brings about the auto-condensation of butyraidehyde (Example 9). 
Examples 10 and 11 show that with formaldehyde only one methylol group is con- 
densed onto acetone or onto methyl ethyl ketone in the presence of triethylarnine and 
in the absence of exchangers, even though there are other hydrogen atoms m th* op- 
position to the carbonyl group and therefore further condensation would be possible. 

In the reaction of aldehydes, containing 2 hydrogen atoms in the opposition, 
with fo rmaldehy de, equilibria exist between the possible aldol-f orrning reactions and 
side reactions, e.g. elimination of water in the o^-positions; in addition to the end 
products, a range of other products, in some cases of higher molecular weight* eg. 
aldols and ether aldehydes, are formed. Hydrogenation of the reaction mixture gives 
trimethylol compounds contained in heterogeneous nrixtures, from which they are 
difficult to isolate. 

We have found that an advantageous method of obtaining an o^aKiimethvlol- 
substituted aliphatic aldehyde of the formula 



CHzOH 
R* — i— CHO 
2 OH 



CH 2 C 



where R 1 is an al 
presence 



1 is an aliphatic radical, by reaction of an aldehyde with formaldehyde in the 
of a base, is to react an aldehyde of the formula 

H 

r*— c— cho n 

H 

where R 1 has the above meaning, with formaldehyde in the presence of a tertiary 
amine catalyst of the formula 

R 8 

R 4 — C — R* m 
R* — N— R s 

where R 3 and R a separately are identical or different aliphatic radicals, or together 
form with the linking nitrogen atom a heterocyclic ring and R* and R* are identical 
or different aliphatic radicals, and in addition R* may denote hydrogen if (a) R 8 
denotes 

R* H 

R e — C— R* or (b) R B denotes r«u_c_r« 

. I 1 
and R a +R*-hme linking N atom form a heterocyclic ring or (c) R 8 denotes 

H 



and R 2 denotes 

H H 

R* — C — R« or R«— C— R« 

H — C — H 

1 
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and (ii) R° may denote hydrogen if (a) R*+R a -f the linking N atom form a hetero- . 
cyclic ring and R* denotes an aliphatic radical or (b) R* denotes an aliphatic radical 
and R fi denotes 



i 

i - • 

5 R e throughout denoting an aliphatic radical and individual radicals R* and individual 5 

radicals R 4 being identical or different. 

When n-butyraldehyde is used, the reaction can be represented by the following 
equation: 

CHzOH 
I 

CHjtOH 

10 Compared to the conventional process, the process according to the invention is 10 

able to. give oyord imrthylol-substituted aliphatic aldehydes more economically and 
more simply, in most cases in better yield, and in higher purity. In view of the puri- 
fication operations required in the conventional processes die process of the invention 
generally gives a higher space-time yield of the overall operation, particularly on an 

15 industrial scale. The formation of by-products is substantially reduced and mixtures 15 
containing by-products which are difficult to remove are not formed to a substantial 
degree. By-products formed are small amounts of the corresponding e-substituted 
acrolein and ^substituted alkenal as well as trimemylol-substatuted aliphatic com- 
pound and N,N,N-trisubstituted ammonium formates. 

20 Surprisingly, the formation of ^-substituted acroleins, is reversible under the 20 

conditions according to the invention; reaction of the acrolein with water and form- 
aldehyde in the presence of the amine EI gives ayor-dimemylol-substituted aliphatic 
aldehyde via ct-monomethylol-su bstituted aliphatic aldehyde: 

CH 2 OH 

H 2 Q/CH 2 Q CH 2 0 I 
R-— O-CHO a R — CH — CHO > R — C — CHO 

CH a OH OHjOH 

25 The or substituted acroleins, which are the most important by-products formed, 25 

can thus be converted together with the dimerhylol aldehydes, eg. by hydrogenation, 
to industrially valuable or substituted alkanols, or can be recycled to the synthesis of 
the dimerhylol aldehyde. Trisu bstituted ammonium formates can be isolated by dis- 
tillation if their boiling point is sufficiently low, but when a trimethyiol compound is 

30 to be produced, the said formates can, without disadvantage, be introduced into the 30 
hydro genation reactor together with the drrnethylolaldehyde, and as a rule undergo an 
advantageous degradation, with liberation of the terL-amine HI. Thus, a further 
advantage of the process according to the invention compared to the conventional 
processes is that the by-products formed can be removed easily and can be c on verted 

35 into industrially useful products. All these advantageous results are surprising in the 35 
light of the prior art In the light of U-S. Patent 3,077,500, low yields, or at least 
poorer yields of end product, and the formation of heterogeneous mixtures containing 
aldols formed by auto-condensation of the aldehyde, and monornethylol compounds, 
would have, been expected. It is especially surprising that particularly the; branched 

40 aBcylamines used according to the invention are exceptionally selective catalysts for 40 
the reaction according to the invention. 

The starting materials II are reacted with a stoichiometric amount or an excess 
of formaldehyde, preferably using a molar ratio of from 1- to 8 moles, and especially 
2 to 4 moles, of formaldehyde per mole of starting material DL Pr ef erred starting 

45 materials II and accordingly preferred end products I are those where R 1 is linear • 45 
alkyi of 1 to 6 carbon atoms. The above alkyl radicals can further be substituted by, 
groups which are inert under the reaction conditions, eg. alkyl or -arkoxy, each of 1 
to 3 carbon i 
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Examples of suitable starting materials II aie 3 -ethyl-, 3-n-propyi-, 3-isopropyl-, 
3-n-butyl-, 3-isobutyl, 3-sea-butyl- 3 3 - terC-butyl— butanal and corresponding -n- 
penranals, -n-hexanals and -n-heptanals ; 4-ethyl-, 4-nrpropyl-, 4-isopropyi-> 4-n- 
butyH 4-isobutyH 4-sea-butyl-, and 4-tert.-buryl-pentanal 9 -n-hexanal and -or 
beptanal; 5-ethyi-, 5-n-propyl-, 5-isopropyl- T 5-n-butyI-, 5-isobutyl-, 5-sec-butyt- and 5 
5-terlL-butyl-n-hexanal and -n-heptanal; 3-rnemyl-hexanal and 3 -methyl-hep tanal; 4- 
m^yl-pexitanal, 4-memyl-heptanal, 5-memyl-hexanal and 5-memyl-heptanal; 3,3,5- 
L*imethyl-u-pcutyi-, 3,3-diemyIpentyi-, 4 3 4~dietiiyipeiityi- 3 3,3-dimetbyi-n-Dut^t-, 3,3- 
dimethyl-n-pentyH 5,5-dimemymeptyl-, 3,3-dbnethyIheptyl-, 3,3,4-trimemylpentyl-, 
3>4-dimethylheptyi-, 3,5-diinemylheptyl-, 4 > 4-dimemy&eptyl- > 33-diethyIhexylr, 4>4- 10 
dimethylhexyl-, 4,5-dimethyIhexyl-, 3 a 4-dimethyIhexyl- 3 3^-dimethylhexyl-., 3,3-di- 
methylhexyl-, 3,4-diethylhexyl-, 3-memyl-4-emylrjentyl-, 3-memylT4-ethyIhexyK 
3 3 3,4-trimetliylpentyl- 3 3,4,4-triinemylpenryK 3,3,4-trimethylhexyl-, 3A4-trimethyl- 
hexyl- and 3,3 ,4,4-tetramethylpentyl- aldehyde; propanaL, n-butanal, n-pentaaal, 3- 
15 methylbutanal, n-hexanal, 3-methylpentanal» n-heptanal, 4-:methyl-hexanal and n- 15 

octanal are preferred. 

The reaction is in general carried out at from 15 to 120°Q preferably t arn 30 to 
90°C and especially from 40 to 85°Q under reduced pressure, superatmospheric 
pressure or atmospheric pressure, preferably the latter, and batchwise or continuously. 
20 In general, water is used as the reaction medium, in most cases in the form of an 20 

aqueous formaldehyde solution, preferably containing from 20 to 40 percent by weight 
of formaldehyde. In total, the amount of water used can be from 20 to 80% * by 
weight, advantageously from 40 to 60% by weight, based on total starting mixture. 
If desired, an organic solvent which is inert under the reaction conditions and prefer- 
25 ably is readily misdble with water may also be present; advantageous solvents are 25 

cyclic ethers, e.g. tetrahydrofuran and dioxane, esters, eg. methyl acetate, ethyl 
acetate and methyl propionate, and alkanols, e.g. ethanol, methanol, glycol, ethylene 
glycol monoethyl ether and methylgrycoL Suitable amounts of solvent to use are from 
50 to 1,000% by weight, preferably from 50 to 200% by weight, based on starting 
30 material II. 

Suitable amounts of catalyst HI are from 0.03 to 0.15 mole, especially from 0.05 
to 0.1 mole, per mole of starting material IL It is advantageous if the catalyst has a 
boiling point below that of the dimemyiolalkanal EL Preferred tertiary amines are 
those defined above of the formula III where any aliphatic radical R 2 , R 3 , R*, R 3 or 
35 R* is alkyl of 1 to 7 carbon atoms, more preferably of 1 to 5 carbon atoms in the case 

of R* and B? and of 1 to 3 carbon atoms in the case of R*, R* and R 6 , optionally 
substituted by one or more dialkylamino groups and/or hydroxyl groups, preferably by 
one dialkylamino group or one hydroxyl group, preferably in the exposition, the alkyl 
groups of any dialkylamino groups being identical or different and each being of 1 to 



' nitrogen 

atom or an oxygen atom, and may further be substituted by one or more groups which 
are inert under the reaction conditions, e,g. alkyl or alkoxy groups each of 1 to 3 
carbon atoms, dialkylamino groups each of 1 to 3 carbon atoms per alkyl, and hydroxyl 



30 



35 



40 5 carbon atoms, and where any heterocyclic ring formed by R 2 and R 8 and the 40 

linking nitrogen atom has 5 or 6 ring members, which may inrlnrfo a further nitrogen 



45 



of suitable catalysts III are K > NT-di--(methyJ)- J N,N-di-(emyl>., N,N- 
diCn-propyl)-, N,N-di-(isopropyl>, N,N-di-(n-butyi)-, N^-di-(isobutyl>, N,N-di- 
(sec-butyl)-, N^T-di-(tert.-butyI>-, N,N-di-<n-pentyl)-, N^-dirCpentyWK N,N-di- 
(pentyl-3)-, N,N-di-(n-hexyl)-, N^-di-(n-heptyI>, NOST-di-(n-octyl>, N,N-dHn- 
nonyl)-, N^-di-Cn-decyl)-, 'N,N-di-(2-ethyIhexyl)-., N^-m*-(2A6-trirnemyl-r^penryi>^ 50 
. N^Kii-(2-ethylpentyl)-, N,N-di-(3-ethy3pentyI>-, N^^<23-cUrnethyl^buty^-> 
N,N^<^-dimethyl-n-.butyl)-, N^T-di-<2-methylpentylK N^^<3-rnethylpentyl)-, 
N^-cU<2A4-trirnethylpentyl>, N^-di-(2-methylheptyi>, N^^-(3-rnemymeptyl)-, 
N^KU-(4-methylheptyl)-, N 5 N-di-(3-ethyIhexyI)-, N^-^i-(2^-dimethylhexyl>, NJtf- 
55 mX2^-dimeth^lhexyI>, N^^-(^4-dimemymexyl>, N^^iHZ^-^imiemylhexylK 55 

N^^33-dimemymexyl)-, N^^^3 > 4-dhnethyIhexyI)^ K^-di^-methyl-3-ethyl- 
Pentyl>> N 5 N-di-(3-methyl-3-ethylpentyI> 3 N^-di^2A3>trirnethylpentyl>-, NJM^uV 
(2A4j^emylpentyl>3 N^^H333-txhnethylpentyl>, N^^-{2^,4-trhnethyl- 
pentyi)- and N,N-d^-(2A3,3-mteamemymu^ corresponding amine s 

60 with 2 of the above radicals which however differ from one another, eg. N-methyl-N- 60 
ethyl-iieopentylarnine; 1,1-dimethyl-, 1,1-diethyi-, 1,1-dl-n-propyl-, 1,1-dusopropyl-, 
1,1-di-n-butyl-, 1,1-diisobutyl-, l a l-di-^ea-butyi- and 1, 1 -di-terL-butykmyianunes 
having substituents R 8 and R* on the nitrogen atom corresponding to those on the 
neopenryl^alkylamines mentioned above; n-propylamines, isopropylarnines, n-butyl- 
65 amines, isobutylarmnes, sea-butylarnines and tert.-butylamines as far as possible cor- 65 
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respondingiy substituted in the 1 -position of the alkyl radical and also correspondingly 
disubsthuted on the nitrogen atom; N^14-diinethy^ethyl)-, N-O^-diem^-ethyl)-* 
N-(l,l-di-n-pi*>pyl-ethyI)-, N^l^-diisopropyl-ethy^ N^l^^n-butyi-ethyl)-, N- 
(1,1-ctfsobutyi-emyi)-, N^M^-^-butytethyl>- and N^l,l-ctf-tert.-butyl-ethyl)- 
5 pyrrolidines as well as N-n-propyl-, N-isopropyl-, N-n-butyl-, N-isobutyH N-sec- .5 

butyl- and N-tert-butyl'pyrxolidines as far as possible correspondingly substituted in 
the 1 -position of the alkyl radical; piperidines, N '-methylpiperazines and morpholines 
substituted analogously to the above pyrrolidines, and analogous piperazines substi- 
tuted at the 2nd nitrogen atom by the ethyl, n-propyl, isopropyl, n-butyl, isobutyl, sec- 

10 butyl ox text-butyl group, N-neopentyl- pyrrolidine, N-neopcntyl-piperidine, N-neo- \q 

pentyl-N'-memyl-piperazme, N-neopcntyi-morpholine and analogous piperazine sub- 
stituted at the 2nd nitrogen atom by the ethyL, n-propyl, isopropyl, n-butyl, isobutyl, 
sec-butyl or terL-butyi group; 2,2-diethyl-, 2^-di-n-propyl-, 2,2-diisopropyl-, 2,2-di- 
n-butyl- 3 2^-diisobutyi-, 2^2-di-sec-butyl- and 2^-di-tEn^-butyl-n-propyl-dialkyl- 

15 amines arid -heterocyclics corresponding to the above N-neopentylniialkylamines and " 15 

N-neopentyl-heterocyclics, as well as me analogously substituted 2^ -dimethyl-, 2,2-dir 
ethyl-, 2^-n-propyl-, 2»2-diisopropyl-, 2^2-di-n-butyi-, 2^-diisobutyl- a 2,2-di-sec-butyl- . 
and 2^2 -di-terL-butyl-n- butyl compounds and -ethyl compounds, «mfl n-butyl com- 
pounds which are disubstituted by the methyl, ethyl, n-propyl, isopropyl, n-butyl, 

20 isobutyl, sec-butyl or terL -butyl group both in. the 2-position and in the 3-pbsitibn; 20 

isopropyl-pyrxoUcSne," sec-butyl-pyrrohdme and analogously substituted piperidines, 
N'-meth yl-piperazines, morpholines and piperazines which are analogously substituted 
at the 2nd nitrogen atom by the ethyl, n-propyl, isopropyl, n-butyl, isobutyl, sec-butyl - 
or terL-butyl group; monoalkylaxrunes, substituted correspondingly to the above N- 

25 neopentyI-dklkylamines 3 which in place of the neopentyl group and an alkyl group . 25 

carry 2 isopropyl groups' or 2 isobutyl groups or 2 isopropyl groups which are sub- 
stituted in the 1 -position, or in the 1 -position and at the same time in one ox both of 
the ^positions, by, in each case, 2 methyl, 2 ethyl, 2 n-propyl, 2 isopropyl, 2 n-butyl, 
2 isobutyl, 2 sec-butyl or 2 terc-butyl groups, ox 2 isobutyl groups which axe sub- 

30 sthnted in one or both of the ^positions . by, in ga^h case, 2 methyl, 2 ethyl, 2 n- 30 

propyl, 2 isopropyl, 2 n-butyl, 2 isobutyl, 2 sec-butyl or 2 tert-butyl groups; and 
corresponding tertiary amines which carry a hydroxyl group, of a dimemylammo, 
diethylamino, di-n-propylamino, diisopropylamino, di-n-butylamino, diisobixtylamino, 
di-sec.-butylanimo or attert-butylarnino group in the ^position of 1 ox 2 or all alkyl 

35 groups, - 35 

Preferred catalysts HI are din^mylamino-neopentahol, 3-dimethylarnino-2- 1 

methyl-2-prOpyl-propanol, 2^-d^methyl~N' J K / >telTamef hyl- 1 j^rnp yferipHimm^ 
pyrro lid in o-neopentanoL, 1 -dirnethy 3 a min o-neopentane, l-cu*merhyiaxnmo-2^-<h*T 
methylolpropane, 1 -dimethylamriK>-2^-dimefhy1oI>Yiifnnp i methyl-dii so buty larnine, 
40 emyl-dnsopropyiamine, propyl^isopropylamine, triisopropylamine, txiisobutylaxnine, 4^ 

propyl-diisobutylamine, n-bntyl-dnsobatylarrnne, N-isopropyl^yxroh'dme, N-isobutyl- 
pyrrolidine, N-isopiopyl-piperidine, N-isobut^-pipexidine, memyl-ethylamino-neo- 
pentanol, diemylarnino-neopentanot, piperidino-neopentanol, 3-(rnethyi-emylamino)-2- 
methyl-2 -propyl-propanol, 3 -pyrrolidmo-2-methylr-2-propyI-propanol 9 3 -piperidirtt>-2- 
45 methyl-2-propyi-propano^ 3-drmethyiaiiiiiK>-2-em^ 1-pyrrolidmo- 45 

2^-dimemylolpropane, I-{memyl-emylarnino)-2^H5imem l,3-bis-[di- 
rnemylarnino] -neopentane, 1,3 -bis- [camethylamirlo ] -2yZ-dimemylpropanol, . methyl- 
emylarnino-neopentane, ethylndiisobutylarnine, butyl-dnsopropylamine, tert. -buty l-diiso- 
propylamine, N-isOpropyl-moipholine, N,N'-a^opropyf-piperazine, N-isobutyl- . 
50 moipholine, N,N'-diisobutyl-rnpexazme, N-text--butyl-pyrrolidme, N-text,-butyl- 
piperidme and N-tert-buryl-morpholine. 

The reaction can be carried out as follows: a mixture of starting matrrin) jj, 
formaldehyde, water and catalyst, if appropriate together with solvent, is kept at the 
reaction temperature for from 10 to 240 minnt^ preferably from 15 to 60 minutes, 
55 The end product is then isolated from the reaction mixture in the usual manner, for 

example ^by distillation. An advantageous method of batchwise operation is "to mtrr>" 
duos the catalyst into the mixture of the starting materials, whilst ffifa mixtu r e is 
'. stirred within the stated temperature range, at a rate such that the heat of reaction 
can suitably be removed by cooling. It is also possible to take the aldehyde II and add 
60 formaldehyde and anrinp III conjointly thereto. For continuous operation, it is * 
possible to use, eg., a packed reaction tube ox a stirred kettle cascade. The dimethylol- 
aldehyde product I can be isolated from the reaction product by -stripping off any 
excess formaldehyde and distilling off the solvent, the catalyst and the lower-boiling 
by-products, the dirnethylol aldehyde being left as the residue ; alternatively, the di- 
65 rnethylol aldehyde can be subjected to further conversion, eg. hydrogenation, directly 
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in the reaction mixture. The term "stripping 3 ' is used to denote purifying a material by 
removing another material in the form of a vapor mixture, e.g„ the Higriflarirrn vapor, 
in accordance with the definition in "Introduction to Ch emical Engineering" by W. L. 
Badger and J. T. Banchero (McGraw-Hill Book Co. Inc. 1955), page 437, last 
5 paragraph. Surprisingly, dimethylolaldehydes I where R 1 is alkyl of 1 to 4 carbon 5 

atoms, i.e. up to 2,2-dlmethyloIhexanal, in the form produced according to the inven- 
tion, can be distilled substantially without decomposition- and purified- on thin film 
evaporators at below 200°C, under reduced pressure. Whilst in all conventional 
processes a similar distillation of the desired dimethylol aldehyde I leaves residues and 

10 gives a distillate which is not a single substance, the end products I manufactured 10 

according to the invention as a rule leave less than 3% by weight of residues and 
thus give a purer dimethylol aldehyde. As may be seen from the Examples, the end 
products I manufactured in this way can be hydrogenated to trirnethylol compounds 
R l — C(CHoOH) 3 simply and in accordance with conventional methods. 

15 The dimethylol aldehydes I which may be manufactured by the process of the 15 

invention are valuable intermediates for the manufacture of trirnethylol compounds, . 
e.g. 1-trime thy lole thane and l-trimethylolpropancj which are industrially important 
components of polyurethane resins, alkyd resins, drying oils and piasdcizers. They are, 
furthermore, starting materials for dimemylolcarboxylic acids, eg. dimethylolpropionic 

20 add and dimethylolburyric add, for dyes and for pesticides. Regarding their uses, 20 

reference may be made to the publications mentioned above and to UDmanns 
Encyklopadie der technischen Chemie, Volume 3, pages 295 to 298. 
In the Examples, parts are by weight. 



25 



30 



EXAMPLE 1 

25 26 parts of dimetfaylarninoneopentanol are added in the course of 10 minutes to a 

mixture of 488 parts of 37 per cent strength by weight formaldehyde and 144 parts 
of n^butyraldehyde whilst stirring at from 20 to 70°C The reaction rnixtnre is then 
stirred for a further 20 minutes at 78°C under reflux. The formaldehyde content is 
lowered to 0.05% by weight (based on the mixture) by stripping with steam, and the 

30 water and low-boiling constituents are removed by distillation, using a Sambay 

evaporator, at from 135 to 140°C and 10 mm Hg. 223 parts of crude dimethylol- 
butanal, corresponding to a yield of 84.5% of theory, based on n-butvraldeirydc 
employed, are left as the residue. Distillation at 170°C and 2 "vm Hg gives 212 parts 
of pure end product (803 % of theory) of boiling point 133°C at 1 mm Hg. 

35 Continuous catalytic hydrogenation of the pure end product in tetrahydrofuran 35 

(25 percent strength solution) at 110°C and 250 bars pressure of H*, over a fixed bed 
hydrogenation "catalyst consisting of 68% by weight of CuO, 6.4% by weight of 
Mn 3 0 43 3.6% by weight of MoO s and 3% by weight of H 3 PO, (3 mm diameter 
catalyst extniidates), and fractional distillation, gives 199 parts of trimethylolproparie 

40 of boiling point 151°C at 1 — 2 mm Hg (melting point 53 °Q, corresponding to 

92.4% of theory, based on pure end product, or 743% of theory, based on n-butyr- 
aldehyde employed. 



40 



COMPARATIVE EXAMPLES 2 AND 3 
By way of comparison, with Example 1, 488 parts of 37 per cent strength by 
45 weight formaldehyde and 144 parts of n-butyraldehyde are reacted with the aid of 45 

catalysts K at temperatures T, using the processes shown in the Table. Working up 
analogously to Example 1 gives crude dimethylolbutanal (CD) in yields of A x % 
of theory, or pure end product (DMB) in yields of A a % of theory, based on n- 
butyraldehyde employed, in addition to R% of residue (based on CD). Hydrogenation 
50 of the end product analogously to Example 1 gives A a % of theory of trirnethylol- 50 

propane (TMP), based on n-butanaL 
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EXAMPLE 4 

34 parts of triisobutylamine arc run into a mixture of 488 parts of 37 per cent 
strength by weight formaldehyde and 144 parts of n4mtyraldehyde in the course of 
10 minutes whilst stirring at from 20 to 70°C The reaction mixture is then stirred 
5 for a further 40 minutes at 78°C under reflux. Distillation and hydrogenation ana- 5 

logously to Example 1 give 216 parts of crude dimethylolbiitanal (81.8% of theory) 
or 207 parts of pure dimethylolbutanal (78.4% of theory) or 191 parts of trimethylol- 
propane, corresponding to 71% of theory, based on n-butyraldehyde. 

EXAMPLE 5 

10 130 pans of dimemylaminoneopentanol are run into a mixture of 1,625 parts ]0 

of 37 percent strength by weight formaldehyde and 720 parts of n-butyraldehyde in 
the course of 15 minutes whilst stirring at from 20 to 80°C The reaction mixture is 
then stirred for a further 30 minutes at from 80 to 83°C under reflux. The mixture 
is distilled using a Sambay evapor a tor, at 135°C and 10 mm Hg, giving a residue of 

15 909 parts of crude dunethylolbutanal (68.9% of theory) and 1,350 parts of a two- - 15 

phase distillate. The aqueous phase is brought to pH 8, organic constituents dissolved 
in the water are distilled off up to a bottom temperature of 100°Q under atmo- 
spheric pressure, and the distillate is combined with the organic phase. Fractional 
distillation of the mixture gives 195 parts of a fraction of boiling range 60 — 95 °Q 

20 containing 40 parts of n-butyraldehyde (5.6% by weight of the total starting material) 20 

and 150 parts, of «-ethylacrolein (17l8% by weight, based on n-butyraldehyde). 190 
parts of 37 per cent strength by weight formaldehyde and 25 parts of drmethylamitto- 
neopentanol are added and the mixture is heated at from 60 to 82° for 5 hours, whilst 
stirring. After distilling off the low-boiling constituents at 135 °C and 10 mm Hg, 

25 using a sambay evaporator, 226 parts of crude dimethylolbutanal are obtained as the 25 

residue. Total yield: 1,135 parts of dimethyloIbutanal 3 corresponding to 853% of 
theory, based on n-butyraldehyde. Hydrogenation and fractional distillation according 
to Example 1 give 1,010 parts of tdmethylolpropane of boiling point 150 — 152°C at 
1 — 2 mm Hg (melting point 52°C^ correspoWing to 753% of theory, based on n- 

30 butyraldchyde. 30 

EXAMPLE 6 

26 parts of dimemylammo-neopentanol are added in the course of 15 rnrnutes to 
a mixture of 1>220 parts of 37 per cent strength by weight formaldehyde and 290 
parts of propionaldehyde whilst stirring at from 20 to 70 °Q The reaction rnixture is 

35 stirred for a further 30 minutes at from 75 to 80°C. The formaldehyde content is 35 

lowered to 0.05% by weight (based On the mixture) by stripping with steam and the 
water and low-boiling constituents are' removed by distillation, using a -Sambay 
evaporator at 125 °C and 10 mm Hg. 504 parts of crude 2^-dimemylolpropanaI, cor- 
. responding to 85-4% of theory, based on propionaldehyde, are left as the residue. " 

40 Distillation at 140— 150°C and 1 — 2 mm Hg gives 484 parts of dimethylolproparial of 40 

boiling point 125°C at 1 — 2 mm H& corresponding to 82% of theory, based on 
propionaldehyde. Hydrogenation of the dimethylolproparial in methanol, analogously to 
Example 1, gives a solution of 465 parts of trrmethylolethane. On HistillTng off the 
solvent, and recrystallizing the residue from diisopropyl ketone, 454 parts of tri- 

45 methyloletbane of melting point 196°C are obtained, corresponding to 75.6% of 
theory, based on propionaldehyde. 



45 



WHAT WE CLAIM. IS: — 

1. A process for the manufacture of an g^dfmethylol-substituted aliphatic 
aldehyde of the formula 

CH 2 OH 

50 R*— O-CHO I 50 

I 

CHjOH 

where K 1 is an aliphatic radical, by reaction of an aldehyde with formaldehyde in the 
presence of a base, wherein an aldehyde of the formula 

H 

I 

R 5 - C— CHO n 



BEST AVAILABLE COPY 



1,535,826 

where R l has the above meaning, is reacted with formaldehyde in the presence as 
catalyst of a tertiary amine base of the formula 

R 8 

r* — A — r 4 m 

R 2 — N — R 3 

where R* and R* separately are identical or different aliphatic radicals or together form 
with the linking nitrogen a heterocyclic ring, and R 4 and R 5 are identical or different 
aliphatic radicals, and in addition (i) R 4 may denote hydrogen if (a) R 8 




and R a +R*+the linking N atom form a heterocyclic ring or R° denotes 

H 

R 8 — A — R* 

10 and simultaneously R s denotes 10 

H H 

R 8 — C — R* or R«_C_R« 

1 n-U 

■ \ 

and (ii) R 8 may denote hydrogen if (a) R 2 +R 8 +the linking N atom form a hetero- 
cyclic ring and R 4 denotes an aliphatic radical or (b) R 4 denotes an aliphatic radical 
and R 8 denotes 

H 

15 R'-A-R 8 15 

I 

R 8 throughout denoting an aliphatic radical and individual radicals R* and individual 
radicals R* being identical or different, 

2. A process as claimed in cfarm 1, wherein the reaction is carried out using from 
1 to 8 moles of formaldehyde per mole of starting material EL 
20 3. A process as claimed in claim 1 or 2, wherein the reaction Is carried out at 20 

from 15 to 120°C 

4. A process as claimed in claim 1 or 2, wherein the reaction is carried out at 
from 30 to 90°CL 

5. A process as claimed in claim 1 of 2, wherein the reaction is carried out ac 

25 from 40 to 85°C 25 

6. A process as claimed in any of claims 1 to 5, wherein the reaction is carried 
out with an aqueous formaldehyde solution of from 20 to 40 per cent strength by 
weight. 

7. A process as claimed in any of claims 1 to 6, wherein the reaction is carried out 

30 with an organic, readily water-mis able solvent which is inert under the reaction 30 

conditions. 

8. A process as claimed in any of claims 1 to 6, wherein the reaction is carried 
out with from 50 to 1,00(1% by weight, based on starting material n, of an organic, 
readily water-mis cable solvents which is inert under the reaction conditions. 

35 9. A process as Hafmprl m any of claims 1 to 8, wherein, in the formula of start- 35 

ing material EL, R 1 is linear alkyl of 1 to 6 carbon atoms optionally substituted by one 
or more alkyl or alkoxy groups of 1 to 3 carbon atoms. 

10. A process as claimed in any of claims 1 tr> 9, wherein the reaction is 
carried out with from 0.03 to 0.15 mole of the catalyst HE per mole of starting 

40 material EL 40 
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11. A process as claimed in any of claims 1 to 9, wherein the reaction is carried 
out with from 0.05 to 0.1 mole Of the catalyst III per mole of starting T" a*fH al II. 

12. A process as claimed in any of claims 1 to 11, wherein the reaction is carried 
out in the presence as catalyst of a tertiary amine as defined in clatm l in which any 

5 aliphatic radical m, where the alkyi of 1 to 7 carbon atoms optionally substituted 5 

t? v , on ? or more dialkylamino groups and/or hydroxyl groups, the alkyi groups of anv 
diaikylamino groups being identical or different and each being of 1 to 5 carbon atoms, 
and any heterocyclic ring formed by R 2 and R a together with the linking nitrogen 
atom has 5 or 6 ring members, which; may. include a further nitrogen atom or an 
oxygen atom and may further be substituted by one or more alkyi or alkoxy groups, hi 10 
each case of 1 to 3 carbon atoms, dialkylamino groups, in each case of 1 to 3 carbon 
atoms per alkyi, or hydroxyl groups. 

13. A process as claimed in any of claims 1 to 12, wherein the reaction is 
carried out in the presence as catalyst of dmiethylarrimo^ieopentanol, 3-<Iimemyiamino- 

1 -> 2-methyl-2-propyl~propanoI 9 2J2-dmethyI^N^ / -tetramethyl~l J ^-propylen eHtamiT)r ? i 5 

pyiToHdino-neopentanoX 1-dimethylanmio-neopentane, l-dmiethylarnmo^2 J 2--cU-' ■ 
methylolpropane, 1-diiriethylarDmo^ memyl-dnsobutylarnine, 
ethyl^sopropybmine, propylnfcisopropylaraine, trnsopropylamine, triisobutylarnine, 

- n propyl-diisobutylarmne, n^uryl^sobutylarnine, N-isopropyl-pyrrolidine, N-isobutyl- 

zu pyrrolidine, N-isopropyl-piperidine, N-isobutyl-piperidine* memyl-emylaminoHneo- 20 

pentanol, diemylamino-neopentanol, piperidino-neopentanol, 3^naeliiyl-ethylarriino)-2- 
memyl-2-propyl-propanol, 3 -pyrroUd^nQ~2-rnediyl-2^ropyl-propariol, 3-piperidino-2- 
memyl-2-propyl-propanol, 3-dimemylammo-2^myl-2^utyt^propanol, 1-pyrTohdino- 
2^-chmethyIolprorMuie, l<memykmylamino>-2^Kiimemylolpropan^ 13-hts-[di- 

0 memylamino]neopentane, 1,3 -bis- [dimethylarriino] -2^-dmie^yl-propanol, methyl- 25 

ethylamino-neopentane, emyMiisobutylamine, butyMiisopropylanrine^ terL-butylnii- 
isopiopylamine, N-isopropylmorpholine, N^'^iisopropyl-piperazine, N-isobutyl- 
morpholine, N,N'-diisobutyl-piperazine, N-tert--butylpyrrolidjne, N-tert-butyl-piper- 
idine or N-ten>butyl morpholine. 

3® 14. A process for the manufacture of an ctiardimemylol-substituted aldehyde 30 

carried out substantially as described in. any of the foregoing Examples 1 and 4 to 6. 

15. aycc-Dimethylol-substituted aliphatic aldehydes when obtained by the process 
claimed in any of the claims 1 to 14. 

16. Trimethylol compounds of the formula R a — C(CRjyH) a where R 1 has the 

33 meaning given in claim 1 or 9, when obtained from a^r-chinethylol-substituted 35 

aliphatic aldehydes as claimed in daim 15 by hydrogenation. 

17. Polyurethane resins, alkyd resins, drying oil and plasticisers containing tri- 
methylolalkanes as claimed in claim 16. 

18. Dimethylolcarboxylic adds when obtained from <r^r-dmiemylol-substiuited 

40 al iph at i c aldehydes claimed in claim 15. , 40 
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